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Bridgehead imines have been s tud ied increas ing ly .  However, the  synthet ic  methods of these 

systems a re  q u i t e  l i m i t e d  yet .  We repo r t  a novel method o f  synthesis of bridgehead imines v i a  

aza-Wit t ig react ions .  

B i c y c l i c  ketoazide 1 was t rea ted  w i t h  t r iphenylphosphine i n  r e f l u x i n g  methanol t o  g ive  5, a 

1 methanol adduct t o  4-azahomoadamant-3(4)-ene (4).  The reac t i on  was followed by  H and l3c NMR t o  

reveal t h e  intermediacy of oxazaphosphetane 3 which was formed by Staudinger reac t i on  of az ide 1 

and phosphine fol lowed by cyc loadd i t ion .  
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- Aminoether 10 was-detectable f o r  the  reac t i on  o f  ketoazide 6 i n  methanol by H NMR b u t  was no t  -- 
iso lab le .  Methanol a d d i t i o n  t o  the  imine 9 i s ,  there fore ,  r eve rs ib le  due t o  t h e  decreased s t r a i n  

of 9. Treatment of the  react ion  mix ture  w i t h  NaBH4 a f fo rded  4-aza-4-homobrendane (11). I n  t h i s  -- 
1 case, oxazaphosphetane 8 was no t  detectable by H NMR because of the  r a p i d  conversion t o  t h e  imine 

- !!! 
Treatment of ketoacylazide 12 w i t h  t r iphenylphosphine i n  r e f l u x i n g  methanol gave 16, a s tab le  -- -- 

1.3-Dipolar cyc loadd i t i on  o f  bridgehead imines 4, 9, and 15 w i t h  n i t rones proceeded success - - 
f u l l y  t o  a f f o r d  oxad iazo l id ines  17, 18, and 19 reg io-  and s tereose lec t ive ly .  -- -- -- 


